A set of new tetrathiafulvalenes incorporating thienyl, aromatic, fluorinated aromatic substituens as well as oxadiazole moieties, attached to the tetrathiafulvalene core by long aliphatic chains, were synthesized.
In recent years a considerable interest was aroused in tetrathiafulvalenes as pendants attached to the molecules of various conducting polymers, to the preparation of films and monolayers based on such polymers and to the study of their intrinsic electrophysics properties. At the same time inserting into TTF molecule of various heterocyclic and aromatic moieties, combined with TTF core by long aliphatic chains, is of great interest for investigation of the resulting intramolecular interactions "substituent -TTF core" and for preparation of electroactive dendrimers.
For this purpose and also for the future preparation of polymers we have synthesized some new tetrathiafulvalenes with thienyl fragments (Scheme 1). The main motif of this synthetic way was the use of a Becher synthetic protocol. Compound 1 prepared by [1] was used as a precursor donating a thiophene moiety into a future TTF. Interaction of 1 and CsOH (1:1), followed then by alkylation of an intermediate salt by 1,6-dibromohexane, resulted in monobromide 2. The change of the initial components ratio to 2:1 gave rise to a crystal product -bithiophene 3. Another starting compoundselone 4 was prepared by [2] and then transformed into corresponding TTF 5 via triethylphosphite coupling [2] . Further interaction of TTF 5 with CsOH and bromide 2 produced new tetrathiafulvalene 6 with two thiophene rings attached by a flexible 8-membered bridge to TTF core. By the same procedure (Becher synthetic protocol) (Scheme 2) we have synthesized TTF 8, which contained four thiophene moieties connected with TTF skeleton by hexamethylene chains via sulfur atoms. Tetrathiafulvalene 7 firstly synthesized in 1990 [3, 4] was used there as a basic compound.
Our attempts to use SeCH 2 CH 2 CN fragment as protecting group and as an instrument to insert Seatoms into molecules haven't been successful yet: Se-CH 2 -bond of the specially synthesized for these purposes 3-(cyanoethylseleno)thiophene 9 and 1-bromo-4-(cyanoethylseleno)benzene 10 wasn't cleaved in conditions under study (cesium hydroxide, MeOH, DMF). Protective properties of β-cyanoethylthio-group, incorporated into benzene derivatives, allowed us to obtain some new tetrathiafulvalenes with aromatic substituents separated from TTF core by a flexible long chain. The *Corresponding author: G. Abashev, e-mail: gabashev@psu.ru JOURNAL DE PHYSIQUE IV 494 required initial compounds 11, 12, 13 were prepared from the corresponding thiophenols via interaction with BrCH 2 CH 2 CN in presence of t-BuOK. Thereupon they were converted into monobromides 14, 15 and 16 by sequential reactions with CsOH and 1,6-dibromohexane. The following interaction of these bromides with tetra-cesium salt of TTF 7 afforded new substituted tetrathiafulvalenes 17-19:
Alkylation of fluorinated phenols by dibromopentane in presence of K 2 CO 3 gave monobromides 21 and 22, interaction with tetra-cesium salt of 7 resulted in preparation of corresponding tetrasubstituted TTFs (23, 24) . Reaction of 4,5-di(2-cyanoethylthio)-4 , ,5 , -ethylenedithioTTF with 22 and 2-chloromethyl-5-phenyloxadiazole yielded two more TTFs, namely 25 and 26:
Most of the synthesized TTFs are the orange thick oils purified by silica chromatography with C 6 H 6 -CH 2 Cl 2 -mixture as eluent. Only TTF 24 is an orange crystal substance with m.p. = 94-96°C. Some of the 1 H NMR spectra data are shown below (m.p.°C; 1 HNMR, δ).
(2): oil, 1. 
